shows the ATR-FT-IR spectra of SiO 2 @AeThio, Au-SiO 2 @AeThio, and bare silica.
The bands located at 2945 cm -1 , 2889 cm -1 , 1460 cm -1 , and 1380 cm -1 were assigned to the stretching and bending vibrations of the aliphatic moiety. 1 The band at 1700 cm -1 , due to ν s (C=O), and another at 1539 cm -1 , assigned to NH bending vibrations, confirmed the successful functionalization of silica with the carbamic moiety. 2 The intense and strong absorption band at 1060 cm -1 is due the Si-O-Si stretching vibration (ν s ). 
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Surface area and porosimetry
The specific surface area of SiO 2 @AeThio was analyzed by N 2 adorption/desorption using a Micromeritics ASAP 2020 surface area and porosity analyzer. Surface areas were calculated using the BET equation over the pressure range P/P 0 = 0.02-0.2, where a linear relationship was maintained, while pore-size distributions were calculated using the BJH model up to P/P 0 = 0.95.
The sample was degassed under vacuum (4 mbar) at 120 °C for at least 2 h prior to analysis. 
SiO2@AeThio
Au-SiO2@AeThio
Scheme S1.
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General experimental conditions. The experiments were carried out in a quartz couvette adding 0.9 mL of 0.18 mM 4-NP in 0.35 mL of 720 mM NaBH 4 and then 1.8 mL of Milli-Q water containing different catalyst amounts in order to have different 4-NP/Au molar ratios. As the concentration of NaBH 4 largely exceeds that of 4-NP, the reduction rate can be assumed to be independent of the concentration of borohydride, with a pseudo-first-order rate kinetics with respect to the 4-NP concentration. The progress of the catalytic reduction of 4-NP was monitored by UV-Vis. As shown in Fig. S10 , a red shift of the peak of 4-NP from  = 317 to 400 nm was observed immediately after the addition of NaBH 4 due to the formation of the 4-nitrophenolate anion (Scheme S2). Figure S10 . Optical absorption spectra of 4-NP in the presence (red line) and in the absence of NaBH 4 (black line).
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Scheme S2.
As shown in Figure S11 , in the presence of the catalyst the absorption at400 nm decreased with the concomitant appearance of bands at about 230 nm and 300 nm ascribed to the reduced product, 4-AP ( Figure S12 ). No reduction of 4-NP occurred either in the absence of the Au-SiO 2 @AeThio catalysts ( Figure   S13 ), or in the presence of the functionalized silica SiO 2 @AeThio ( Figure S14 ). Table S1 . 
